HR silica, 60 Å, 19 x 300 mm and 95:5 hexane/ethyl acetate as eluent. UV/Vis spectra were recorded on a Cary 100 Bio spectrophotometer using MeOH as solvent. Infrared spectra were obtained on JASCO FT-IR 4200 spectrophotometer, from a thin film deposited onto a NaCl glass. Specific rotation was obtained on JASCO P-1020. Mass spectra were obtained on a Hewlett-Packard HP59970 instrument operating at 70 eV by electron ionisation. High Resolution mass spectra were taken on a VG Autospec instrument. 1 H NMR spectra were recorded in CDCl 3 , C 6 D 6 and (CD 3 ) 2 CO at ambient temperature on a Bruker AMX-400 spectrometer at 400 MHz with residual protic solvent as the internal reference (CDCl 3 , δ H = 7.26 ppm; C 6 D 6 , δ H = 7.16 ppm; (CD 3 ) 2 CO, δ H = 2.05 ppm); chemical shifts (δ) are given in parts per million (ppm), and coupling constants (J) are given in Hertz (Hz) . The proton spectra are reported as follows: δ (multiplicity, coupling constant J, number of protons, assignment). 13 C NMR spectra were recorded in CDCl 3 , C 6 D 6 and (CD 3 ) 2 CO at ambient temperature on the same spectrometer at 100 MHz, with the central peak of CDCl 3 (δ C = 77.0 ppm), C 6 D 6 (δ C = 128.0 ppm) or (CD 3 ) 2 CO (δ C = 30.8 ppm) as the internal reference. DEPT135 are used to aid in the assignment of signals in the 13 C NMR spectra. (2E, 4E, 4, 7. To a cooled (0 °C) solution of (2E,4E,6E)-6-bromo-8-tert-butyldiphenylsilanyloxy)-2methyl-octa-2,4,6-trien-1-ol 2 (0.116 g, 0.25 mmol) and NiCl 2 dppp (0.014 g, 0.025 mmol) in THF (2.5 mL) in a sealed tube, EtMgBr (0.741 mL, 1M in THF, 0.741 mmol) was added. After stirring at 40 °C for 4h, EtOH was added (3 mL) and the mixture was filtered and concentrated. The residue was purified by column chromatography (silica gel, 95:5 hexane/ethyl acetate) to afford 0.068 g of a yellow oil (66%) which was identified as (2E,4E,6E)-8-(tert-butyldiphenylsilanyloxy)-6-ethyl-2-methyl-octa-2,4,6trien-1-ol 7. 1 H-NMR (400.16 MHz, C 6 D 6 ): δ 7.9-7.8 (m, 4H, ArH), 7.3-7.2 (m, 6H, ArH), 6.54 (dd, J = 15.3, 10.9 Hz, 1H, H 4 ), 6.34 (2E,4E,6E)-8-(tert-Butyldiphenylsilanyloxy)-6-ethyl-2-methylocta-2,4,6-trien-1-al 4. To a solution of (2E, 4E, 6E)-8-(tert-butyldiphenylsilanyloxy)-6-ethyl-2-methyl-octa-2,4,6trien-1-ol 7 (0.101 g, 0.24 mmol) in CH 2 Cl 2 (6 mL) was added MnO 2 (0.38 g, 4.32 mmol) and the suspension was stirred for 3h. The mixture was filtered throught Celite and the solvents were removed. The residue was purified by column chromatography (silica gel, 95:5 hexane/ ethyl acetate) to afford 0.079 g of a yellow oil (79%) that was identified as (2E,4E,6E)-8-(tert-butyldiphenylsilanyloxy)-6-ethyl-2-methyl-octa-2,4,6trien-1-ol 4. 1 H-NMR (400.13 MHz, C 6 D 6 ): δ 9.37 (s, 1H, H 1 ), 7.9-7.8 (m, 4H, ArH), 7.3-7.2 (m, 6H, ArH), 6.4-6.3 (m, 2H, H 4 + H 5 ), 6.2-6.1 (m, 1H, H 3 ), 5.82 (t, J = 6.4 Hz, 1H, H 7 ), 4.48 (d, J = 6.4 Hz, 2H, 2H 8 ), 2.02 (q, J = 7.4 Hz, 2H, C 6 -CH 2 CH 3 ), 1.73 (d, J = 1.1 Hz, 3H, C 2 -CH 3 ), 1.19 (s, 9H, Si(CH 3 ) 3 ), 0.94 (t, J = 7.4 Hz, 3H, C 6 -CH 2 CH 3 ) ppm. (14), 361 (21), 239 (13), 221 (12), 200 (18), 199 (96), 198 (12), 197 (51), 183 (15), 165 (16), 164 (20), 163 (100) (2E,4E,6E,8E)-tert-Butyl- [3-ethyl-7-methyl-9-(2,6,6-trimethylcyclohex-1-en-1-yl)nona-2,4,6,8-tetraen-1-yl] diphenylsilane 5. A cooled (-30 ºC) emulsion of triphenyl-(2,6,6trimethylcyclohex-1-enylmethyl)phosphonium bromide 3 (0.182 g, 0.38 mmol) in THF (4 mL) was treated with n-BuLi (0.270 mL, 1.41 M in hexanes, 0.38 mmol) and stirred for 30 min. The mixture was cooled down to -78 °C and a solution of (2E,4E,6E)-8-(tert-butyldiphenylsilanyloxy)-6-ethyl-2-methyl-octa-2,4,6-trien-1-ol 4 (0.133 g, 0.32 mmol) in THF (4 mL) was added. The resulting mixture was allowed to warm to 25 °C for 14 h, and H 2 O (8 mL) was added. The reaction was extracted with Et 2 O (3x) and the organic layers were washed with brine (3x), dried (Na 2 SO 4 ) and the solvent was evaporated. The residue was purified by column chromatography (silica gel, hexane) to afford 0.12 g (70%) of a yellow oil identified as (2E,4E,6E,8E)-tert-butyl-[3-ethyl-7methyl-9-(2,6,6-trimethylcyclohex-1-en-1-yl)nona-2,4,6,8-tetraen-1-yl]diphenylsilane 5 and 0.024 g (16%) of another yellow oil identified as (6E,8E,10E)-12-(tertbutyldiphenylsilanyl)-10-ethyl-6-methyl-dodeca-6,8,10-trien-5-ol 6. A cooled (0 °C) solution of (2E,4E,6E,8E)-tert-butyl-[3-ethyl-7methyl-9-(2,6,6-trimethylcyclohex-1-en-1-yl)nona-2,4,6,8-tetraen-1-yl]diphenylsilane 5 (26.9 mg, 0.05 mmol) in THF (0.45 mL) was treated with n-Bu 4 NF (0.075 mL, 1 M in THF, 0.075 mmol) and stirred for 2 h. The mixture was diluted with Et 2 O (1 mL) and washed with an aqueous solution of NaHCO 3 (1x). The aqueous layer was extracted with Et 2 O (3x) and the combinated organic layers were washed with brine (3x), dried (Na 2 SO 4 ) and concentrated. The residue was used without further purification. To a solution of this compound in CH 2 Cl 2 (1 mL) was added MnO 2 (78 mg, 0.9 mmol) and Na 2 CO 3 (95 mg, 0.9 mmol), and the suspension was stirred at room temperature for 3 h. The mixture was filtered through Celite and the solvent was removed. The residue was purified by column chromatography (silica gel, 95:5 hexane/ethyl acetate) to afford 9.1 mg (60%, both steps) of a yellow oil identified as a mixture of (13E)-13-ethylretinal 1 and (13Z)-13-ethylretinal (13Z)-1 in a 2:1 13E/13Z ratio which were separated by HPLC. Data for (13E)-13-ethylretinal 1: 1 H-NMR (400.13 MHz, C 6 D 6 ): δ 10.04 (d, J = 7.7 Hz, 1H, H 15 ), 6.93 (dd, J = 15.2, 11.4 Hz, 1H, H 11 Hz, 1H, H 14 ), 2.00 (q, J = 7.4 Hz, 2H, C 13 -CH 2 CH 3 ), 2.0-1.9 (m, 2H, 2H 4 ), 1.79 (s, 3H, C 9 -CH 3 ), 1.78 (s, 3H, C 5 -CH 3 ), 1.6-1.5 (m, 2H, 2H 3 ), 1.5-1.4 (m, 2H, 2H 2 ), 1.33 (s, 6H, C 1 -(CH 3 ) 2 ), 0.84 (t, J = 7.4 Hz, 3H, C 13 -CH 2 CH 3 ) ppm. 1 H-NMR (400.13 MHz, (CD 3 ) 2 CO): δ 10.27 (d, J = 7.7 Hz, 1H, H 15 ), 7.42 (d, J = 15.1 Hz, 1H, H 12 ), 7.23 (dd, J = 15.1, 11.3 Hz, 1H, H 11 ), 6.40 (d, J = 15.9 Hz, 1H, H 7 ), 6.35 (d, J = 11.4 Hz, 1H, H 10 ), 6.24 (d, J = 16.1 Hz, 1H, H 8 ), 5.81 (d, J = 7.8 Hz, 1H, H 14 ), 2.57 (q, J = 7.5 Hz, 2H, C 13 -CH 2 CH 3 ), 2.07 (s, 3H, C 9 -CH 3 ), 2.1-2.0 (m, 2H, 2H 4 ), 1.74 (s, 3H, C 5 -CH 3 ), 1.7-1.6 (m, 2H, 2H 3 ), 1.6-1.5 (m, 2H, 2H 2 ), 1.19 (t, J = 7.5 Hz, 3H, C 13 -CH 2 CH 3 ), 1.06 (s, 6H, C 1 -(CH 3 ) 2 ) ppm. 
